Two new scalarane sesterterpenes (1, 2) were characterized from an organic extract of a single specimen of the nudibranch Glossodoris hikuerensis collected from Bali. 12-Acetoxy dendrillolide A (10) was identified from specimens of Goniobranchus albonares, while dendrillolide A (11) was isolated both from G. albonares and its sponge diet. The structures and relative configuration of the new metabolites have been elucidated by analysis of their spectroscopic data.
Compound 1 was isolated as a colorless oil with a molecular formula of C 27 H 42 O 4 established from the sodiated (+)-HRESIMS ion at m/z 453.2965. The presence of a 12-hydroxy scalarane framework in 1 was inferred from 1 H NMR signals (Table 1) H NMR data of 1 were identical to those of 12-deacetyl-12-epi-deoxoscalarin (3) isolated in the current study, as well as to those of 3 reported by Fontana et al. [3] , with the exception of the signal for H-19 (δ H 6.49, d, J = 2.7 Hz) and the addition of an acetate methyl signal at δ H 2.09. The acetate moiety was placed at C-19 based on an HMBC correlation from H-19 to a carbonyl at δ C 171.3. The proton chemical shifts, along with the coupling constants of the signals for H-18 (δ H 2.43, s) and H-19 in 1, were consistent with those for scalarane (6) isolated in the current study. Further COSY and HMBC correlations (Figure 2a ) secured the structure of 1 as 12-deacetyl-12-epi-deoxoscalarin-19-acetate. The relative stereochemistry of 1, suggested by comparison with 3-7, was confirmed from coupling constant and NOESY data. In 1, H-12 was in an axial orientation based on the J value of 11.3 Hz to H-11 at δ H 0.78, comparable with the J values for 12-deacetyl-12-epideoxoscalarin (3) [3] , 12-O-deacetyl-19-O-methyl-deoxoscalarin (5) [11] and heteronemin (7) [9] . The carbon chemical shift of C-12 (δ C 80.2) was diagnostic for an equatorially oriented 12-OH group [3, 9, 11] , while the C-25 chemical shift, by comparison with the value for 12-epi-deoxoscalarin (4) (δ C 9.8) [10, 12] , supported the relative configuration of both C-12 and C- 18 correlations were between H-7/H-12, H-12/H-18, and H-19/H 3 -25. These data confirmed the equatorial 12-OH group, as shown in Figure 2b . . [3] . These values, together with the recent stereoselective synthesis and X-ray study of a scalafuran derivative [14] suggest the absolute configurations shown in Figure 1 . These NMR data were consistent with the presence of a tetracyclic 12-keto scalarane skeleton, such as in 12-deacetoxy-12-oxo-scalaradial (9) from Glossodoris rufomarginata [4] . The 12-keto moiety in 2 was secured from HMBC correlations from H 2 -11 and from H 3 -25 to the carbon at δ C 215.5 (C-12). However, the signals for the aldehyde proton at C-17 of 9 were absent in 2, instead replaced by oxymethylene signals [δ H 4.48 (s); δ C 66.6 (C-20)]. In a 1D TOCSY experiment (mixing time 80 ms), irradiation of H-20 resulted in signal enhancement of H-16 and H-18 (δ H 3.56). The presence of an oxymethylene moiety at C-17 in 2 was also supported by HMBC correlations from H-20 to C-16 (δ C 128.8), C-18 (δ C 57.2) and a carbonyl at δ C 170.5. Furthermore, a methyl signal at δ H 2.02 showed HMBC correlation to the carbonyl at δ C 170.5 ( Figure 2c ), in agreement with an acetoxymethyl moiety attached to C-17 of the 12-keto scalarane skeleton. The C-18 aldehyde group in 2 was in an axial orientation (α-CHO) based on the 2.5 Hz coupling observed for the aldehyde proton, compared with a 4.0 Hz coupling for an equatorial aldehyde (β-CHO) [15] . Since the small sample size precluded acquisition of NOESY data, the relative configuration of 2 was assigned by comparison with 1, 2-7. A small piece of the same sponge was already available in our sample collection. Due to the small sample size, taxonomic identification of the two sponge samples was not performed. The two sponge specimens were individually extracted and subjected to NPHPLC; a new 12-acetoxy derivative of dendrillolide A (10) was isolated as the major component in both extracts, while the rearranged diterpenes dendrillolide A (11) [16] and aplyviolene (12) [17] were identified in the second sponge specimen. The whole body extracts of G. albonares were subjected to NP chromatography to give macfarlandin E (13) [18] as the major component together with a 1:1 mixture of 10 and 11. Metabolite 10 was isolated from the sponge extracts as a colorless oil and gave a molecular formula of C 24 H 34 O 7 by HRESIMS. The 1 H and 13 C NMR spectra (CDCl 3 , 500 MHz) ( Table 1) that were linked to carbons at δ C 97.1 and 102.7, respectively. The 1 H NMR spectrum of 10 was identical to that of 11, except for an addition of a singlet at δ H 2.17 and a doublet signal at δ H 5.49 (J = 8.6 Hz). These signals, along with the HRESIMS data, suggested the presence of an acetoxy group; the signal for H-12 was shifted to δ H 5.49 in 10 compared with H 2 -12 at δ H 2.09 and 2.34 in dendrillolide A (11), while HMBC correlations from H-12 to the carbons at δ C 45.6 (C-13) and 102.7 (C-16), and to the carbonyl of the lactone C-11 (δ C 171.6) further substantiated the acetoxy moiety at C-12 ( Figure 3 ). Based on these NMR assignments, metabolite 10 was determined to be 12-acetoxy dendrillolide A.
In 10, the signal for H-13 showed NOESY cross peaks to the signals for H-12 and H-16 establishing that these three protons were located on the same face of the lactone ring (Figure 3) . The 8.6 Hz coupling between H-12 and H-13 supported their cis diaxial arrangement [16] . The relative configuration of the perhydroazulene ring in 10 was expected to be the same as that of dendrillolide A (11); in the NOESY spectrum, cross peaks were observed between H-5 and H-9, and this together with the vinylic coupling constant of 6.7 Hz required a cis relationship for these two protons. NOESY correlations were also observed between H-12/H-5, and between H-15/H-9. Dendrillolide and aplyviolene diterpene can be considered to be biogenetically derived from a spongian precursor through the expansion of ring A to a seven-membered carbocyclic ring coupled with the contraction of ring B to form a five-membered ring [19, 20] .
Experimental
General: NMR data were measured on either a Bruker Avance 500 MHz spectrometer (5 mm inverse probe, gradient selection) or a Bruker Avance 400 MHz spectrometer (broadband probe) for solutions in CDCl 3 at 298K. HSQC and HMBC data were acquired using a 1 J C-H of 145 Hz, while HMBC spectra were acquired using n J C-H of 8 Hz. 1D TOCSY data (mixing time 80 msec) were determined in phase sensitive mode. Positive ion electrospray mass spectra were determined using either a Bruker Esquire HCT instrument (LRESIMS) or a MicroTof Q instrument (HRESIMS) with MeOH as solvent. Specific rotations were measured on a Jasco P-2000 polarimeter for solutions in CHCl 3 using a 1 mL cell (10 cm path length). Normal phase high performance liquid chromatography (NPHPLC) was undertaken using a Waters 515 pump connected to a Gilson 132 series refractive index detector with a Waters μPorasil (10 μm, 7.8 x 300 mm) column, and using isocratic elution conditions at flow rates between 1-2 mL/ min. Silica gel 60 G and silica TLC plates F 254 were purchased from Merck. Solvents were either distilled or were of HPLC grade. Seven specimens of Goniobranchus albonares were similarly extracted to yield a crude extract (1.4 mg). Chromatographic separation by NPHPLC (hexanes: EtOAc, 90:10) gave macfarlandin E (13) (0.5 mg) as the major component and a 1:1 mixture of dendrillolide A (11) and dendrillolide A acetate (10) (~0.1 mg).
The sponge specimen (644 mg wet wt.) was finely chopped and macerated with acetone (5 mL) before being sonicated for 3 min. The resultant aqueous mixture was filtered and the process was repeated two more times. The combined mixture was concentrated under reduced pressure, and then partitioned between water (5 mL) and Et 2 O (10 mL). The Et 2 O layer was dried using Na 2 SO 4 and concentrated to give 3.2 mg crude extract. The extract was subjected to NP pipette chromatography eluting with hexanes (100%) →hexanes: EtOAc (9:1 to 2:8) →EtOAc (100%). The fraction obtained from hexanes: EtOAc (9:1) was identified as dendrillolide A 12-acetate (0.4 mg). The other sponge specimen (425 mg wet wt.) was processed in the same way, yielding an extract (8.4 mg) that was separated by NP pipette chromatography to give 4 terpenecontaining fractions. The third fraction (2.9 mg) was subjected to NP-HPLC using hexanes: EtOAc (90:10) to give dendrillolide A (10, 0.1 mg) and 12-acetoxy dendrillolide A (12, 1.0 mg). The fourth fraction (1.1 mg), chromatographed using hexanes: EtOAc (80:20), gave aplyviolene (11, 0.2 mg). -12-deacetyl-12-epi-deoxoscalarin (1 
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